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(54) Exhaust gas purifying filter and method of manufacturing the same 



(57) The present invention provides an exhaust gas 
purifying filter that has an increased contact area, be- 
tween a catalyst supported on the dividing walls of a 
honeycomb structural body and particulate matter de- 
posited thereon, and can improve the capacity of the 
catalyst to oxidize the particulate matter, and a method 
of manufacturing the same. 



According to the present invention, the exhaust gas 
purifying filter 1 comprising the honeycomb structural 
body 10 made of ceramic and the catalyst 2 supported 
on the surface of the dividing walls 11 of the honeycomb 
structural body 10 has void ratio, of the dividing wail 11 
of the honeycomb structural body 10, in a range from 
55 to 80%, and the proportion of surface pores is 20% 
or higher. 
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Description 

BACKGROUND OF THE INVENTION 

1 . Field of the Invention 

[0001] The present invention relates to an exhaust gas purifying filter that collects particulate matter, such as fine 
carbon particles emitted from internal combustion engines, and oxidizes and removes the particulate matter by a cat- 
alytic reaction, and to a method of manufacturing the same. 

2. Description of the Related Art 

[0002] For the purification of particulate matter emitted from an internal combustion engine, a method has been 
conceived where an exhaust gas purifying filter is used to collect the particulate matter and the particulate matter is 
burned and removed by a heater that is disposed at a proper position. 

[0003] The exhaust gas purifying filters used for this method include the one, for example, that is described in Jap- 
anese Unexamined Patent Publication (Kokal) No. 9-77573 and has regulated diameters of the pores included In the 
surface of dividing walls of honeycomb structural body, made of ceramic, that constitutes the exhaust gas purifying 
filler, in order to improve the efficiency of capturing the particulate matter on the dividing wall surface. 
[0004] Regarding the operating principle of the exhaust gas purifying filter it has been recently proposed to coat the 
dividing wall surface the honeycomb structural body with a catalyst and continuously bum the particulate matter using 
a catalytic reaction. 

[0005] However, when a honeycomb structural body similar to that used for burning and removing the particulate 
matter by means of the heater as in the prior art is used, there is a problem that the particulate matter cannot be 
sufficiently burned and removed by the catalyst reaction, for practical use, simply by replacing the heater with the 
catalyst. 

SUMMARY OF THE INVENTION 

[0006] The present invention has been made in consideration of the problems of the prior art described above, and 
an object thereof is to provide an exhaust gas purifying filter that has an increased contact area between the catalyst 
supported on the dividing walls of the honeycomb structural body and the particulate matter deposited thereon, and 
can increase the capacity of the catalyst to oxidize the particulate matter, and a method of manufacturing ihe same. 
[0007] A first aspect of the invention is an exhaust gas purifying filter that comprises a honeycomb structural body 
made of ceramics and a catalyst supported on the dividing wall surface of the honeycomb structural body, wherein 
void ratio of the dividing wall of the honeycomb structural body is from 55 to 80%, and the proportion of surface pores 
is 20% or higher. 

[0008] The exhaust gas purifying filter of the present invention is characterized in that the void ratio of the dividing 
wall of the honeycomb structural body is within the particular range described above, and the proportion of surface 
pores in the dividing walls is 20% or higher. The proportion of surface pores is given by (B/A) x 1 00(%), with A repre- 
senting the total surface area and B representing the sum of pore opening areas, determined through observation of 
the dividing wall surface by, for example, SEM photography of the dividing wall surface. 

[0009] According to the present invention, useful irregularities can be formed on the dividing wall surface by setting 
the proportion of surface pores 20% or higher. As the surface area of the dividing walls whereon the catalyst is supported 
is increased, a contact area between the catalyst supported on the dividing wails of the honeycomb structural body 
and the particulate matter deposited thereon increases. This makes the catalyst supported on the dividing walls fully 
available, thereby improving the capacily of the catalyst to oxidize (burn and remove) the particulate matter. Also, 
because the surface area of the dividing walls is increased, the effect of reducing the pressure loss can be achieved 
when the exhaust gas passes through the dividing walls. 

[0010] The void ratio of the dividing walls of the honeycomb structural body is also controlled to within the particular 
range described above. This enables it to maintain the proper level of porosity while maintaining the required strength 
of the entire dividing walls. 

[0011] According to the present invention, as a result, the capacity to burn the particulate matter can be improved 
and the pressure loss can be reduced by increasing the proportion of surface pores, while maintaining the strength of 
the dividing walls and other conditions at an optimum level by setting the void ratio as described above. 
[0012] A second aspect of the present invention is a method of manufacturing the exhaust gas purifying filter that 
comprises the honeycomb structural body made of ceramic and the catalyst supported on the dividing wall surface of 
the honeycomb structural body, characterized in that the honeycomb structural body is made by forming a ceramic 
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molding of a honeycomb shape, coating the dividing wall surface of the ceramic molding with a reaction promoting 
agent before or after drying the ceramic molding, and then firing the ceramic molding, thereby to increase the proportion 
of surface pores of the dividing walls of the honeycomb structural body. 

[0013] According to the invention, the dividing wall surface of the ceramic molding of honeycomb shape is coated 
5 with the reaction promoting agent before firing the honeycomb structural body made of ceramics that constitutes the 
exhaust gas purifying filter. The reaction promoting agent refers to a material that accelerates the reaction during firing, 
and has a function of creating fine pores in the dividing wall surface by decreasing the temperature at which cordierite 
is generated. 

[0014] The dividing walls coated with the reaction promoting agent have more pores than would be present if only 
10 the pores included in the dividing wall appeared to open on the surface, due to the pores generated by the reaction 
promoting agent during firing. Therefore, the proportion of surface pores can be increased independently of the control 
of the void ratio in the dividing walls. Thus the proportion of surface pores can be increased by coating with the reaction 
promoting agent, while maintaining proper strength of the dividing walls and proper porosity, by controlling the void 
ratio of the dividing walls through the adjustment of, for example, the mixing proportions of the ceramic materials. 
15 [0015] The increase in the proportion of surface pores of the honeycomb structural body made as described above 
results in more useful surface irregularities than in the prior art. Thus, as the surface area of the dividing walls whereon 
the catalyst is supported is increased, an Increase in the pressure loss when the exhaust gas passes can be suppressed 
while increasing the contact area between the catalyst supported on the dividing walls of the honeycomb structural 
body and the particulate matter deposited thereon at the same lime. As a result, an exhaust gas purirying filter can be 
20 made that can make full use of the action of the catalyst supported on the dividing walls and the capacity of the catalyst 
to oxidize (bum and remove) the particulate matter can be improved. 

[0016] A third aspect of the invention is a method of manufacturing the exhaust gas purifying filter that comprises 
the honeycomb structural body made of ceramic and the catalyst supported on the dividing wall surface of the honey- 
comb structural body, characterized in that the honeycomb structural body is made by forming the ceramic molding of 
25 honeycomb shape, drying and firing the honeycomb molding, and further applying mechanical impact to the dividing 
wall surface to thereby increase the proportion of surface pores. 

[0017] According to the invention, the mechanical impact is applied to the surface of the dividing walls after firing, 
during the manufacture of the honeycomb structural body made of ceramic that constitutes the exhaust gas purifying 
filter. Thus the proportion of surface pores is increased through roughening of the dividing wall surface. This also 

30 creates useful irregularities on the dividing wall surface of the honeycomb structural body. As the surface area of the 
dividing walls that support the catalyst is increased, an increase in the pressure loss when the exhaust gas passes 
can be suppressed and the contact area between the catalyst supported on the dividing walls of the honeycomb struc- 
tural body and the particulate matter deposited thereon can be increased. As a result, such an exhaust gas purifying 
filter can be made that allows it to make full use of the action of the catalyst that is supported on the dividing walls and 

35 the capacity of the catalyst to oxidize (bum and remove) the particulate matter can be improved. 

BRIEF DESCRIPTION OF THE DRAWINGS 
[0018] 

40 

Fig. 1 is a front view of an exhaust gas purifying filter of Example 1 of the invention. 
Fig. 2 is a sectional view of Example 1 taken along lines ll-ll in Fig. 1 . 

Fig. 3 shows the relation between the proportion of surface pores and pressure loss according to Example 2. 
Fig. 4 shows the dividing wall configuration of a honeycomb structural body of Example 4 of the invention. 

45 

DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0019] In the first aspect of the invention, the catalyst is supported on the dividing wall surface of the honeycomb 
structural body. The catalyst may be, for example, Pt or Pd. These materials have the effect of lowering the burning 
so temperature of the particulate matter so as to make it easier to burn, and improving the reactivity of the particulate 
matter through a catalytic reaction with the NOx and the particulate matter. 

[0020] The void ratio in the dividing walls of the honeycomb structural body is set in a range from 55 to 80%. When 
the void ratio is less than 55%, the pressure loss when the exhaust gas passes through the dividing walls becomes 
too high. When the void ratio is higher than 80%, on the other hand, strength of the dividing walls decreases. 
55 [0021] The proportion of surface pores is set to 20% or higher, as described above. When the proportion of surface 
pores is less than 20%, an improvement cannot be expected in the contact area between the catalyst and the particulate 
matter, and in the catalytic action, through the increase in the surface area of the dividing walls. 
[0022] For this reason, the proportion of surface pores in the dividing walls is preferably 25% or higher. This ensures 
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25 



the improvement of the catalyst action. 

[0023] The honeycomb structural body is preferably made of a ceramic that includes cordierite as the main compo- 
nent. Cordierite has a strength and a coefficient of thermal expansion that are suited to a catalyst support of the exhaust 
gas purifying filter, and make it possible to control the void ratio and other parameters relatively easily. 
[0024] The dividing walls of the honeycomb structural body is preferably formed in undulated shape with an irregular 
surface, which increases the surface area of the dividing walls. Moreover, the capacity of the catalyst to oxidize the 
particulate matter can be improved. 

[0025] In the second aspect of the invention, the ceramic molding is coated with the reaction promoting agent either 
immediately after molding process or after drying. 

[0026] The quantity and the components of the reaction promoting agent used in the coating are determined accord- 
ing to the proportion of surface pores to be achieved. 
[0027] It is preferable that the honeycomb structural body is made of a ceramic that includes cordierite as the main 
component, and the reaction promoting agent is talc. As described above, cordierite is suitably used for the honeycomb 
structural body of the exhaust gas purifying filter and, if cordierite is used, it is preferable to use talc as the reaction 
is promoting agent. 

[G02S] Talc is a cisy mineral that includes MgO and SiC 2 as the main components. Cordierile is a ceramic material 
mat includes MgO.Si0 2 .Al 2 0 3 . Use of talc as the reaction promoting agent makes the portion of the ceramic that is in 
contact with the reaction promoting agent lean in the Al 2 0 3 content with a lowered melting point. As the result, the 
portion of the ceramics in contact with the reaction promoting agent partially melts during the firing process so that 
20 pores are generated, thereby easily increasing the proportion of surface pores. 

[0029] According to third aspect of the invention, the mechanical impact can be applied by, for example, putting steel 
balls or ceramic pieces of particle sizes in a range from 100 to 500 jim in the filter and, with the apertures of the filter 
being closed, the filter is vibrated so that microscopic fractures are caused on the surface. 

[0030] In the manufacturing method according to the second and third aspects of the invention, when the ceramic 
molding of honeycomb shape is formed by extrusion molding, such a die that has grooves formed in the shape of a 
honeycomb with the grooves having undulated configuration of irregular surface is used, so as to form the dividing 
walls of the honeycomb structural body in undulated configuration that has irregular surface. In this case, the entire 
shape of the dividing walls become convenient for increasing the surface area, thereby making it possible to increase 
the proportion of surface pores and improve the capacity of the catalyst to oxidize the particulate matter and the effect 
30 of suppressing the increase in the pressure loss. 

Example 1 

[0031] The exhaust gas purifying filter according to the example of the invention and the method of manufacturing 
35 the same will be described below with reference to Fig. 1 and Fig. 2. 

[0032] The exhaust gas purifying filter of this example comprises a honeycomb structural body 1 0 made of ceramic 
and a catalyst 2 supported on the surfaces of dividing walls 1 1 of the honeycomb structural body 1 0 as shown in Fig. 
1 and Fig. 2. Void ratio of the dividing walls 1 1 of the honeycomb structural body 10 is in a range from 55 to 80%, and 
proportion of surface pores is 20% or higher. 

[0033] The honeycomb structural body 10 was manufactured by first forming a ceramic molding of honeycomb shape 
by extrusion molding. For the ceramic materials, talc, fused silica and aluminum hydroxide were used by mixing in 
proportions of 45 to 55% by weight of Si0 2 , 33 to 42% by weight of Al 2 0 3 , and 12 to 18% by weight of MgO, so as to 
obtain cordierite. These ceramic materials were mixed with an organic combustible material used as a foaming agent, 
carbon and water, and the mixture was subjected to extrusion molding. 

[0034] Extrusion molding process was carried out by using a die having grooves of rectangular grid configuration. 
The ceramic molding of honeycomb shape (honeycomb structural body) having 300 cells was extrusion molded and 
cut into desired lengths. 

[0035] Then the honeycomb structural body was dried and was coated with the reaction promoting agent on the 
surface of the dividing walls 11 . 

[0036] In this example, talc including 31.8% of MgO and 62% of Si0 2 prepared to have particle size of about 15 urn 
was used as the reaction promoting agent, after being put into water in a predetermined concentration. 
[0037] The coating was applied by the dipping process wherein the honeycomb structural body 10 was immersed 
in a talc bath prepared in the predetermined concentration. 

[0038] Then the honeycomb structural body coated with the reaction promoting agent was fired at 1 ,400°C for a 
period of 5 hours, thereby to obtain the honeycomb structural body 1 0 as the catalyst support. 

[0039] In this example, as the honeycomb structural body was fired in the state of being coated with talc serving as 
the reaction promoting agent, dividing walls 11 have more pores than would be present if only the pores included in 
the dividing walls appeared to open on the surface, due to the amount of pores generated by the reaction promoting 
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agent during firing. 

[0040] In this example, void ratio, mean pore size and proportion of surface pores of the dividing walls 11 of the 
honeycomb structural body 10 were measured. 

[0041] Void ratio and mean pore size were measured using a SEM mercury porosimeter. The proportion of surface 
5 pores was measured by image processing a SEM photograph of the dividing wall surface. Measured values are 58% 
for the void ratio of the honeycomb structural body 1 0, 25 |im for the mean particle size and 35% for the proportion of 
surface pores. 

[0042] Also in this example, as shown in Fig. 1 and Fig. 2, at the opening portions of the cells on both ends of the 
honeycomb structural body 10, open portions 15 and portions closed with plugs 16 are arranged in a checker work 
10 pattern. On both end faces, the checker work patterns are staggered with each other so that one end of the celM 3 is 
closed and the other end is left open. 

[0043] Then catalyst 2 made of Pt is supported on the dividing walls of the honeycomb structural body 10 thereby 
completing the exhaust gas purifying filter 1 . 

[0044] The exhaust gas purifying filter 1 is housed in a casing and is installed in an exhaust passage of an internal 
15 combustion engine. Exhaust gas 8 from the internal combustion engine enters the exhaust gas purifying filter 1 through 
the open ends of the cells, passes through the dividing walls 11 and is discharged to the outside, as shown in Fig. 2. 
[0045] The particulate matter included in the exhaust gas 8 Is captured on the dividing walls 11. 
[0046] In the exhaust gas purifying filter 1 of this example, surface of the dividing walls 11 is given useful irregularities 
by setting the proportion of surface pores of the dividing walls 11 of the honeycomb structural body 1 0 that supports 
20 the catalyst to 35% (not less than 20%) as described above. 

[0047] As a result, the surface area of the dividing walls 11 whereon the catalyst 2 is supported is increased, and 
the contact area between the particulate matter deposited on the dividing walls of the honeycomb structural body and 
the catalyst supported thereon can be increased. This puts the catalyst 2 supported on the dividing walls 11 into full 
play, thereby improving the capacity of the catalyst to oxidize (burn and remove) the particulate matter. Also, because 
25 the surface area of the dividing walls 1 1 is increased, an increase in the pressure loss can be reduced when the exhaust 
gas 8 passes through the dividing walls. 

[0048] The void ratio of the dividing walls 11 of the honeycomb structural body 10 is set to 58%, so that strength of 
the dividing walls 11 and the pressure loss when the exhaust gas 8 passes through the dividing walls are maintained 
at proper levels. 

30 [0049] Also, according to the method of manufacturing the exhaust gas purifying filter 1 in this example, the honey- 
comb structural body 1 0 is made by forming a ceramic molding of honeycomb shape, coating the dividing wall surface 
of the ceramic molding with the reaction promoting agent after drying the ceramic molding, and then firing the ceramic 
molding. This results in an increase in the proportion of surface pores of the dividing walls 11 of the honeycomb structural 
body 10. use of this method in this example makes it possible to easily increase the proportion of surface pores and 

35 to obtain the exhaust gas purifying filter 1 that has the high performance described above. 

Example 2 

[0050] In this example, a plurality of exhaust gas purifying filters that are similar to that of Example 1 but have different 
40 proportion of surface pores are produced and compared by measuring the pressure loss thereof. 

[0051] The exhaust gas purifying filters produced have four values of proportion of surface pores; 17.2%, 20.2%, 

23.2% and 25.0%. Void ratio and other characteristics are made substantially similar to those of Example 1 . 

[0052] Pressure loss was determined by measuring the difference between pressures at the front and back ends of 

the filter while passing compressed air through the filter at a flow rate of 2 rTrVmin. 
45 [0053] Results of the measurements are shown in Fig. 3 where proportion of surface pores (%) is plotted along the 

abscissa and pressure loss (mmAg) is plotted along the ordinate. 

[0054] This graph shows that the pressure loss decreases as the proportion of surface pores increases, with the 
effect particularly conspicuous when the proportion of surface pores is higher than 20%. 

so Example 3 

[0055] In this example, the exhaust gas purifying filter of Example 1 (referred to as Example E1) and an exhaust gas 
purifying filter made for comparison (referred to as Comparative Example C1) were prepared and compared for the 
characteristics thereof. 

55 [0056] Example E1 has void ratio of 58%, mean particle size of 25 u.m and proportion of surface pores of 35% as 
shown in Table 1 . 

[0057] Comparative Example C1 was produced similarly to the manufacturing method of Example 1 , excopt^for 
omitting the process of coating with the reaction promoting agent. Comparative Example C1 has void ratio of 5$ %, 
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mean particle size of 25 pm and proportion of surface pores of 17.7.% as shown in Table 1 . 

[0058] The particulate matter capturing efficiency and particulate matter burning rate were measured on Example 
E1 and Comparative Example C1. 

[0059] The particulate matter capturing efficiency was measured as follows. A predetermined quantity of light oil is 
burned incompletely, and the particulate matter generated and air (2 m 3 /min) are caused to flow through the filter. The 
quantity of particulate matter that has passed through the filter is measured by placing a filter paper at the back end 
of the filter, and the capturing efficiency is determined as the ratio of the quantity of particulate matter captured in the 
filter to the total quantity of particulate matter. 

[0060] The particulate matter burning rate was measured by checking the burning state of the particulate matter 
when the sample, after measuring.the capturing efficiency, was heated to a predetermined temperature (400°C) in the 
exhaust gas. 

[0061] Results of these measurements arc shown in Table 1 . 
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[0062] As will be seen from Table 1, Example E1. that is the example of the present invention, has a very high 
particulate matter burning rate, indicating high performance of the exhaust gas purifying filter. 
[0063] Particulate matter capturing efficiency was at similar levels in Example E1 and Comparative Example C1 . 
[00.64] This result shows that increasing the proportion of surface pores can improve the capacity of the catalyst to 
oxidize (burn and remove) the particulate matter and is very effective for the exhaust gas purifying filter. 

Example 4 

[0065] In this example, a die that had grooves formed in the shape of honeycomb, with the grooves having undulated 
configuration of irregular surface, was used when molding the honeycomb structural body 1 0 of Example 1 by extrusion 
molding. Thus the honeycomb structural body 1 0 is made with the surface of the dividing walls 1 1 formed in undulated 
configuration having surface irregularities as shown in Fig. 4. 

[0066] In this case, the dividing walls 11 have such an entire configuration as the surface area is increased. Thus 
surface area of the dividing walls 11 can be increased further, making it possible to further improve the capacity of the 
catalyst to oxidize the particulate matter. 

[0U67] In other respects, operation and effects similar to those of bxample 1 can be achieved. 
[0068] The present invention provides an exhaust gas purifying filter that has an increased contact area, between a 
catalyst supported on the dividing walls of a honeycomb structural body and particulate matter deposited thereon, and 
can improve the capacity of the catalyst to oxidize the particulate matter, and a method of manufacturing the same. 
[0069] According to the present invention, the exhaust gas purifying filter 1 comprising the honeycomb structural 
body 1 0 made of ceramic and the catalyst 2 supported on the surface of the dividing walls 1 1 of the honeycomb structural 
body 10 has void ratio, of the dividing wall 11 of the honeycomb structural body 10, in a range from 55 to 80%, and 
the proportion of surface pores is 20% or higher. 



Claims 

1 . An exhaust gas purifying filter comprising a honeycomb structural body made of ceramic and a catalyst supported 
on the dividing wall surface of said honeycomb structural body, wherein 

the void ratio of said dividing walls of said honeycomb structural body is in a range from 55 to 80%, and the 
proportion of surface pores is 20% or higher. 

2. The exhaust gas purifying filter according to claim 1 , wherein the piupuuiuh uf surface pores of dividing walls of 
said honeycomb structural body is 25% or higher. 

3. The exhaust gas purifying filter according to claim 1 or 2, wherein said honeycomb structural body is made of a 
ceramic including cordierite as the main component. 

4. The exhaust gas purifying filter according to any one of claims 1 to 3, wherein said dividing walls of said honeycomb 
structural body are made in undulated configuration having surface irregularities, 

5. A method of manufacturing an exhaust gas purifying filter comprising a honeycomb structural body made of ceramic 
and a catalyst supported on the dividing wall surface of said honeycomb structural body, characterized in that 
said honeycomb structural body is made by forming a ceramic molding in a honeycomb shape, coating the dividing 
wall surface of said ceramic molding with a reaction promoting agent before or after drying said ceramic molding, 
and then firing the ceramic molding, thereby to increase the proportion of surface pores of said dividing walls of 
said honeycomb structural body. 

6. The method of manufacturing the exhaust gas purifying filter according to claim 5, wherein said honeycomb struc- 
tural body is made of a ceramic including cordierite as the main component, and said reaction promoting agent is 
talc. 

7. A method of manufacturing an exhaust gas purifying filter comprising a honeycomb structural body made of ceramic 
and a catalyst supported oh the dividing wall surface of said honeycomb structural body, characterized in that 
said honeycomb structural body is made by forming a ceramic molding of honeycomb shape, drying and firing said 
ceramic molding and then applying mechanical impact to the surface of said dividing walls thereby to increase the 
proportion of surface pores. 
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8. The method of manufacturing the exhaust gas purifying filter according to any one of claims 5 to 7, wherein said 
ceramic molding of honeycomb shape is formed by using a die that has grooves formed in the shape of honeycomb 
with the grooves having an undulated configuration of an irregular surface, so as to form the dividing walls of the 
honeycomb structural body with an undulated configuration of an irregular surf ace. 
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